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The removal/recovery of metals from secondary sources is an interesting research field from both economic and 
environmental view points. In this paper we study the removal/recovery of copper(II) from aqueous solutions by 
bulk liquid membranes through a carrier mediated transport mechanism using six different carriers. The efficiency 
of the different carriers is analyzed bases on the values of different transport parameters (flux and permeability 
through feed/membrane and membrane/product interfaces) and on the percentages of copper (II) removed from 
the feed phase, recovered in the product phase and accumulated in the membrane phase.   
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INTRODUCTION
Copper is among the most prevalent and valuable 
metals used by industry. Considered as an energy criti-
cal element due to its conductive properties, it is a 
scarce mineral, with only sixty year of expected availa-
bility at current production levels [1]. Copper is also 
one of the most toxic metals, regarded as being of most 
immediate concern by the World Health Organization 
[2] and classified as a priority pollutant by US EPA [3]. 
Therefore, the removal/recovery of copper from raw 
materials and secondary sources is an interesting field 
in hydrometallurgical investigations from both eco-
nomic and environmental view points. 
Several methods has been described for copper (II) 
removal/recovery from wastewater during last years, in-
cluding cementation [4], chemical precipitation [5], ad-
sorption [6], ion exchange [7], chelation [8] electrocoag-
ulation [9], electrodialysis [10], pressure driven mem-
brane processes [11] and liquid membranes [12,13].
Liquid membranes have shown great potential as for 
use in removal/recovery processes, since they combine the 
extraction and stripping processes into a single unit opera-
tion [14]. In a liquid membrane, two miscible liquids (feed 
and product phases) are separated by a third immiscible 
liquid, which constitutes the membrane phase.
In order to improve the effectiveness of the separa-
tion process, facilitated transport mechanisms, which 
maximize both the extraction velocity and the reception 
capacity of the diffusing specie into the product phase, 
have been described [15]. In carrier facilitated trans-
port, the transport of the diffusing specie is facilitated 
by an ion exchange reagent, which is incorporated in 
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the membrane phase to carry the diffusing specie from 
the feed to the product phase across the membrane 
phase, a process that is usually accompanied by the 
transport of other chemical specie (coupled transport), 
either from the feed to the product phase (carrier facili-
tated co-transport) or from the product to the feed phase 
(carrier facilitated counter-transport). 
This paper represents a comparative study of copper 
(II) removal/recovery from aqueous solutions through 
bulk liquid membranes containing six different carriers, 
bis-2-etylhexyl phosphoric acid (DP8R)), bis-2,2,4-tri-
methyl pentyl phosphinic acid (CYANEX 272), mixture 
(50 %) of 5-nonylsalicylaldoxime and 2-hydroxy-
5-nonylacetophenoneoxime (LIX 984N), benzoyl ace-
tone (BA), 8-hydroxy quinoline (8-OHQ) and tri-n-oc-
tyl amine (TOA).
Two types of carrier facilitated transport mechanisms 
are involved, a counter-transport mechanism, which uses 
DP8R, CYANEX 272, LIX 984N, BA or 8OHQ as carri-
ers and protons (H2SO4) as counter-ions (Figure 1a), and 
a co-transport mechanism, that uses TOA as carrier and 
chloride and protons as co-ions (Figure 1b).  
In the counter-transport mechanism (Figure 1a), the 
carrier diffuses from the bulk membrane phase to the 
feed/membrane interface where it reacts with copper 
(II). Two types of reactions can be considered according 
to the carrier used. When an organophosphorous carrier 
is used (DP8R or CYANEX 272), due to their high in-
terfacial reactivity, two dimerized molecules of carrier 
(HR)2 [16], undergo acid dissociation and react with 
copper (II) according to the chemical equation:
Cu2+ (aq) + 2(HR)2 (org) ↔ CuR2(HR)2 (org) + 2H
+(aq)
When LIX 984N, BA or 8OHQ are used as carrier, 
two molecules of carrier (HR) react with copper (II), 
according to the chemical equation: 
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 Cu2+ (aq) + 2HR (org) ↔ CuR2 (org) + 2H
+ (aq)
In both cases, the copper(II)-carrier complex formed 
(CuR2(HR)2 or CuR2) diffuses through the membrane to 
the membrane/ product interface where, by reversing the 
above reactions, protons are exchanged for copper (II) 
ions, which are released into the product phase. Carrier is 
regenerated, thus initiating a new separation cycle. 
In the co-transport mechanism (Figure 1b), the car-
rier diffuses from the bulk membrane phase to the feed 
membrane interface, where it reacts with copper (II) 
(copper chloride) (which in HCl media is forming 
CuCl4
2-), according to the chemical equation:









The complex formed ((R3NH
+)2CuCl4
-2) diffuses 
through the membrane to the membrane product inter-
face where, the  NH4OH present in the product phase, 
breaks up the complex, leading to the stripping of Cu 




(org) + 4NH4OH(aq) ↔ 
 Cu(NH3)2Cl2(aq) + 2NH4Cl(aq) + 2H2O(aq) + 2R3N(org)
EXPERIMENTAL
Transport experiments were performed in a stirred 
transfer Lewis type cell with the liquid membrane lay-
ered over the feed and product phases (Figure 2).
In the experiments involving carrier facilitated co-
transport (TOA as carrier), a 0,025 M copper (II) chlo-
ride solution in 0,5 M HCl was used as feed phase. The 
membrane phase comprised a 3 % solution of TOA in 
kerosene, while a 0,5 M aqueous NH4OH solution was 
used as product phase. In the carrier facilitated counter-
transport experiments (the rest of the carriers), 0,025 M 
copper (II) chloride solutions in formic acid/sodium 
formate buffer (pH 4,0), were used as feed phase. Three 
percent (3 %) solutions of each different carrier in kero-
sene were used as membrane phase and 1M solution of 
sulphuric acid was used as product phase.
The volumes of feed, membrane and product phases 
were 25 ml and the areas of the feed/ membrane and 
membrane/product interfaces were both 3,2 cm2. Three 
phases were stirred at 200 rpm and 25 ºC for 12 hours.
At the end of the experiments, copper (II) ion con-
centrations in both feed and product phases were deter-
mined by atomic absorption spectrometry, using a Shi-
madzu AA-6200 instrument at a wavelength of 324,8 
nm. The copper (II) concentration in the membrane 
phase was established from the material balance.
Feed/membrane and membrane/product interfaces 
fluxes were obtained by monitoring copper (II) concen-
trations in the feed and product phases as a function of 
time, based on the following equations [17]
  (1)
  (2)
where Cft and Cpt are copper (II) concentrations in 
the feed and product phases, respectively, at a time t, Cfo 
is the initial concentration of copper (II) in the feed 
phase, V is the volume of feed, product and membrane 
phases and A is the area of the feed/membrane and 
membrane/product interfaces.
In the same way, the permeability through the feed/
membrane and membrane/product interfaces was ob-








































Figure 1  Carrier facilitated transport of Cu (II). a) Counter-
transport and b) Co-transport
Figure 2  Schematic representation of the experimental cell (F, 
feed phase; M, membrane phase; P, product phase)
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  (3)
   (4)
The percentages of copper (II) removed from the 
feed phase (RmF) and copper (II) recovered in the prod-
uct phase (RcP) were determined by the equations:
  (5)
   (6)
Copper accumulated in the organic membrane phase 
(AcM) was calculated through a material balance.
RESULTS AND DISCUSSION
The values of Cu (II) flux and permeability through 
both feed/membrane and membrane/product interfaces 
using the six different studied carriers are shown in Fig-
ure 3a, while Figure 3b shows percentages of copper 
(II) removed from the feed phase (RmF), recovered in 
the product phase (RcP) and accumulated in the mem-
brane phase (AcM) for the same six carriers. 
In all cases, flux and permeability through the feed/
membrane interface was higher than that through the 
membrane/product interface, which led to some copper 











































higher percentage of copper removed from the feed 
phase than copper recovered in the product phase. The 
copper accumulated in the membrane phase was very 
similar for all the carriers used in the study, which 
means that similar flux and permeability differences, 
through the feed/membrane and the membrane/product 
interfaces, existed for all the studied carriers. 
Figure 3 shows that the highest Cu (II) flux and per-
meability values, through both the feed/membrane and 
the membrane/product interfaces, were obtained in the 
carrier facilitated counter-transport of Cu (II) using 
benzoyl acetone as carrier. This led to the highest de-
gree of Cu (II) removal from the feed phase and to the 
highest degree of Cu (II) recovery in the product phase, 
while the lowest Cu (II) accumulation percentage in the 
membrane phase was observed.
In contrast, the carrier facilitated co-transport of Cu 
(II) using tri-n-octylamine as carrier led to the lowest de-
gree of Cu (II) transport, as can be seen from the lowest 
values of Cu (II) flux and permeability through both in-
terfaces. This produced the lowest Cu (II) removal per-
centage from the feed phase and recovery in the product 
phase, while the highest value of Cu (II) accumulation in 
the membrane phase was observed. LIX 984N was the 
second best carrier for the removal of Cu (II) from the 
feed phase and its recovery in the product phase. It 
showed better transport parameters than CYANEX 272, 
DP8R and 8-hydroxy quinoline in that order.
CONCLUSIONS
The compared removal/recovery of copper(II) from 
aqueous solutions by bulk liquid membranes using six 
different carriers was studied in this paper. Fluxes and 
permeabilities through the feed/membrane interface 
were in all cases higher than those through the mem-
brane/product interface, leading to higher copper re-
moval from the feed phase than copper recovery in the 
product phase, and hence, to copper accumulation in the 
membrane phase.
The highest Cu (II) flux and permeability, through 
both interfaces, were obtained using benzoyl acetone 
(BA) as carrier, which led to the highest degree of Cu 
(II) removal from the feed phase (80 %), the highest 
level of Cu (II) recovery in the product phase (65 %) 
and the lowest degree of Cu (II) accumulation in mem-
brane phase (19 %).
REFERENCES
[1]  J.H.M. Harmsen, A.L. Roes, M.K. Patel, The impact of 
copper scarcity on the efficiency of 2050 global renewable 
energy scenarios, Energy 50 (2013), 62-73.
[2]  World Health Organization, Geneva, Guidelines for Drin-
king Water Quality, 1984.
[3]  US Environmental Protection Agency. Ambient water qua-
lity criteria document: copper. EPA 440y5-84-031.Office 
of Regulations and Standards, Criteria and Standards Divi-
sion, Washington, DC, 1985.
Figure 3  Values of studied parameters of copper (II) removal/
recovery from aqueous solutions through bulk liquid 
membranes using different carriers
156
L. LEÓN et al.: COMPARATIVE STUDY OF COPPER (II) REMOVAL/RECOVERY FROM AQUEOUS SOLUTIONS...
 METALURGIJA 56 (2017) 1-2, 153-156
[4]  W. Djoudi, F. Aissani-Benissad, S. Bourouina-Bacha, Op-
timization of copper cementation by iron using central 
composite design experiments, Chemical Engineering 
Journal 233 (2007), 1-6.
[5]  A.H.M. Veeken, S. de Vries, A. van der Mark, W.H. 
Rulkens, Selective precipitation of heavy metals as con-
trolled by a sulfide-selective electrode, Separation Science 
and Technology 38 (2003), 1-19.
[6]  Y. Wen, J. Ma, J. Chen, C. Shen, H. Li, W. Liu, Carbona-
ceous sulfur-containing chitosan–Fe(III): A novel adsor-
bent for efficient removal of copper (II) from water, Che-
mical Engineering Journal 259 (2015), 372-380.
[7]  R. N. Ntimbani, G. S. Simate, S. Ndlovu, Removal of cop-
per ions from dilute synthetic solution using staple ion 
exchange fibres: Equilibrium and kinetic studies, Journal of 
Environmental Chemical Engineering 3 (2015), 1258-1266.
[8]  F.H. Wang, Y.X. Ji, J.J. Wang, Synthesis of heavy metal 
chelating agent with four chelating groups of 
N1,N2,N4,N5-tetrakis(2-mercaptoethyl)benzene-1,2,4,5-
tetracarboxamide (TMBTCA) and its application for Cu-
containing wastewater, Journal of Hazardous Materials 
241-242 (2012), 427-432.
[9]  F. Akbal, S. Camc, Copper, chromium and nickel removal 
from metal plating wastewater by electrocoagulation, De-
salination 269 (2011), 214-222.
[10]  T. Mohammadi, A. Moheb, M. Sadrzadeh, A. Razmi,  Se-
paration of copper ions by electrodialysis using Taguchi 
experimental design, Desalination 169 (2004), 21–31.
[11]  A.L. Ahmad, B.S. Ooi, A study on acid reclamation and cop-
per recovery using low pressure nanofiltration membrane, 
Chemical Engineering Journal 156 (2010), 257-263.
[12]  H. Zheng, B Wang, Y. Wu, Q. Ren, Instability mechanisms 
of supported liquid membranes for copper (II) ion extrac-
tion. Colloids and Surfaces A: Physicochemical Enginee-
ring Aspects 351 (2009), 38-45.
[13]  H. Zheng, J. Chen, B. Wang, S. Zhao, Recovery of Copper 
Ions from Wastewater by Hollow Fiber Supported Emul-
sion Liquid Membrane, Chinese Journal of Chemical En-
gineering 21 (2013), 827-834.
[14]  A.M. Sastre, A. Kumar, J.P. Shukla, R.K. Singh, Improved 
techniques in liquid membrane separations: an overview, 
Separation Purification Methods 27 (1998), 213-298.
[15]  M.E. Vitt, W.S.W. Ho, N.N. Li, Liquid membranes. Com-
prehensive Membrane Science and Engineering, (E. Drio-
li, L. Giorno, eds), Elsevier, Amsterdam 4 (2010), 79-106.
[16]  I. Komasawa, T. Otake, Y. Higaki, Equilibrium studies of 
the extraction of divalent metals from nitrate media with 
di-(2ethylhexyl) phosphoric acid, Journal Inorganic Nu-
clear Chemistry 43 (1981), 3351-3356.
[17]  M. Hor, A. Riad, A. Benijar, L. Lebrum, M. Hlaïbi, Tech-
nique of supported liquid membranes (SLMs) for the faci-
litated transport of vanadium ions (VO2+). Parameters and 
mechanism on the transport, Desalination 255 (2010), 188-
195.
[18]  H.K Alpoguz, S. Memon, M. Ersoz, M. Yilmaz, Transport 
of Hg2+ ions across a supported liquid membrane containing 
calix[4]arene nitriled derivatives as a specific ion carrier. 
Separation Science and Technology 40 (2005), 2365-2372.
Note:  The responsible translator for English language is Mr. Philip 
Thomas (Thomas Language Services), Spain
